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ft li 4: ^1" £ - JB X J5 rt» b ft 5 *fttfc» fflt/S # $ ft T ^ S *T«fc E L * 
©KifcttL, iifto. i ~ i o ofift%-ete V . i~30li%tfc5t» 

#JS£!©3r#SE L&^£ Ltlt (BiJS/IETLaEA/I C£?L$gi5ilJ§) /3§ftJi 

s (8iMs/38ft*/s^aiAJi (n*mmm) /&n) . (hhs/ie 

?Lj£AJ§ (jE&*&2IJg) /38ftS/1S^&AJ§ («^«&2IJB) /fi£@) 
if b ti % o 

x (i to) *s©2gmtt&siMfc4fcK «u ^oa, = 
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« 

a«) »t/*©7 yJk4bt>U< «S> 7;v^;-!>A, h 'J 

^5^/-;^^, jK!) t y— ;>7;w* vistsgtt, tr? ;/ y ^7 
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&*;u=^&mWs /wry H7tyR*#, 7 ;w * W fcK 

-{b£to> #!J V3R<fb*to, (N-^?-^*^^-^) r=. 

/mr3m*\ **wt*s— *mm#. *nmft, 

y 5*^* * >Bt3J#, y;nf7-^^i*, -7-7 -< 
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"CtxtVN. flUB** htt^t LTtt, *^/-^t*t*t«t>0, 
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7ii^t^i/K, 7t?yy^^3L^s #y (n- tr=>v#;w<;/— ao ^ & 

Bmtr-/K absm, tfy^v*^ ^s^ahB, *»*i#y m^a* 
»ib, r/v^r K*j», y = ^msiwmv htiz* 

temftftikGW l-i ©^MKt^Tl^t. 




1-1b 1-1a 



i - i a <Dik¥mm*.te> -awm&*&ir a 

( 1 ) *mft 1 - 1 b (D-g-fiK 
7 7 =x 2 -T$/^y^^ 3.5g (36mmol) N a-yP^Tt F7i/^ 

7.2g(36mmol) X h y !> A 3. 6g (43mmol) &A*U a^/-/H2 

0ml «K Sl(!lt4^r^ &V^5g«gT-T? 2B#F«gKJfc£i2:rt:o ***J*£»Jl^ 
^^Srig^LfCo JtS-fk^ 7- I^150ml {CT&tHb, tK 200mlKT 3 Hlgfe^ L*:,, 

^[1,2-a] f btSfiiSitT, 6. 3g#fc (HX^9090 o 
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1 H-NMR (CDC13) : 6 7.8-8.3 (m, 4H) , 5 7. 0-8. 3 (m, 5H) , 5 .6-6.9 (m, 1H) 
(2) 1 - 1 a O-g-fifc 

77^a|:i-l b 5. 0g(25. 7mmol) x I r C 1 * TKfP'fe (stremStt) 1. 9g 
(6. 4mmol)SrAH, 7;V^^flftt, 2 - h * 9 / — ^ 40ml &Aft. 

jfefrLTt. $ 150ml|C^fi?S^r, HCl*^T?3|El, zfct? 

n&lfe&bVX, 1 - 1 a &1.39g #7t: (l|5l^35%)o- 

( 3 ) &JR$&tiMb<a-«3 l - 1 <0-&f& 
•7 y X=i\Z>pM& 1 - 1 a 1.39g(l. ISauolK 2 - f a U O^Ifc 0. 55g(4. 52m 
mol)£A*i> T^=f>a^b. 1 , 2 n di^ ^20ml & AtvC * iSSST 

t?i 7 ^raSJcS^-^r^o HbnfctMK^^S'Jt, ^b^v^ 400mHc^ 

*150n>l iZX 3lHl55fe^L7t. jg**«^^f!>At««!i^fc*, 
*g8£$r@*b, '>&<Dmk* ^ V-ei5feo-C, St£*£H i: LT&m$lrtiMb'a^ 
l-l£0.85g#fc (J|X^54%). FD-MS (7 ^ -;V Kf V-Zi'H ^ 

FD-MS : m/z=701 

VtZtZZ, 9 A/ft<D * max (%c-k&%fa$L<D$L&) l*580nm -Qh<z>1t 0 

mmm2 i&mnmb&vo 1 - 2 n&m 
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( i ) i - 2 c <o&& 

2 t 4 frj)rX2 7*.=,j\sT± h 7 x. / > 25g(l60. lmmol) <7>gfWl 50ml 

mi& * 10X1 UT^ftmL ft &<b. 25. 5g(l60. lmmol) *jSTL, 7B*f8J 

KfoZfr^lt. Sil&mm** 300ml fc&AU, v^-CttW Lfc. 

B7s =;W7t h7x; >tpm# 1-2 c &23.4g #fc (J|jl^62%) 0 X H- 

1 H-NMR (CDC1 3 ) : 6 7.87-8.14 (m, 1H) , 8 6.8-7.13 (m, 2H), 5 4.49 (d, 2 
H) 

(2) *fflft 1 - 2 b <D<&f$, 
77^a^2-75/try 3. 3g(35. 5mmol) ^ «f» |HJ 1 — 2 c 8.4g(35. 

5mmol) £.TJ^&7jc?fi-}- h V V A 3. 6g (43mraol) £ A*l^ oi^y— ;H20ml «f , 

^^Lfee J£<ffc^ 'f-U'V 150ml (C-tteajL x 7K 200mlKlT 3 Si&^Lfc,, 
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{^^vis/mttf-^-y) -o&aa&frvv 2 -(2* .4* -v?* 

*V7 X ~,V) f V M# 1 ~ 2 b *7.3g#fc (JR*8 

1 H-NMR (CDCla) :6 7.9-8.45 (m.3H). 8 7.5-7.7 (ro. 1H) , 6 6.7-7.28 
(n. 4H) 
(3) - 2 a 

7 9 * = 1 - 2 b 4. 7g(20. 6mmol) „ 1 r C 1 3 zkft]#> (stremSS) 

1.53g(5.1mmol)£AH, 7;W=f^iil. 2 - h * 9 S=- 9 J — 25ml SrA 

T? 2 teJifci^Ufc. ^blC^kP 1 ^^^ 150ml K H C 1 zk&ifct? 3 El , 

I, £|£.*£,f|£ It, +WH*1 - 2 a trl.39g #fc <lR*35%). 

.(4) ^m^tt-fb^ 1 - 2 O-g-J* 

777 = |c4'ia#l - 2 a 1. 39g(l. 13mmol) s 2 0. 55g(4. 52m 

■oDfrAft* T>v =r>-eik Lfc. 1 , 2 - *>9 o p ai* ^ 20ml & A ft T > Sift 
Tt?i7«?MKlS**fc. #e>nfc^-fett©*5S'Jbs ttt-ffc * * ^ f 400ml (C^ 

7Kl50ml fc-C3EliJte»U*:. »*Sr*8^^V? Attt***fc«, 
*«;«:«* '>totft^f i^^^ot, ft6ttFA i bT<feJR$t*Mb'&4fc 

1-2 &0. 85g #fc (JR§£54%) 0 ^-NMRSO'FD-MSICJ:*) g 

1 H-NMR (CDCla) :S 7.84-8.30 (m, 7H),5 7.2-7.47 (ra, 2H) , 6 6.7-7.0 (m, 

3H), 6 6.2-6.6 (m, 2H) , 5 5. 44-5. 88 ,(m, 4H) 
FD-MS : m/z=773 
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6-1 b 6-1a M 

( 1 ) fMft 6 - 1 b 
^T^S^- ; Sr{i^^^V^=ilC2-73i=-^^5; ffV — )^ 8. 6g(60mmol) 

mol/1 ©n-^f/Hf !>A 39. lml(61mmol) &#)30#a»H- TIT I, o^T? 
f l«7k Ko77^ 10ml Ufc 3 f-A* 8. 6g (61mmol) SrflSTUfc 

frSrift'fbp 1 150ml UL-CtettlU, * 150mUCT 3 Hlgfe^bTto *TaJl«rJ3lE 

se^^ix!? A-eft&b*:^ ^^^ri^vN^o ^y*^*^ (^^r-y-v/ 

6-lb*efe»*klt t 6.1g»fc (UX^69%) 0 l H-NMRtCj; t) @6*J 

a H-NMR (CDCla) : 8 7.29-7.67 (m, 5H) , 6 6.93-7.10 (m, 2H) , 5 3.69 (s, 3 
H) 

( 2 ) "fBflfr 6 - 1 a 
7 7 J* =i "f'FiSJ'ffc 6 — 1 b 4. lg(26. 2mmol) , I r C 1 a tK^^J (stremSS) 
1.95g(6.5mmol)£Aft, 7-* U 2 - a h * fa * / 30ml SrA 

ft, a«TllB»nHS****:. #bftfc£?£.etIS:£5SiJL, a*/-^ 5mlT? 
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20ifc}*Lfco $ f-^ V600ml 7k200ml t? 3 El & # * 

tit, *W#6 - 1 a *1.35g (H5l#38%). l H-NMRia 9 

1 H-NMR (CDaCla) :6 7. 26-7. 42 (m, 2H) , 8 6.47-6.94 (m, 3H) , 5 6.0-6. 
09 (m, 1H), 8 4. 13 (s, 3H) 

( 3 ) &m&mk&®> 6-i ©^fife 

37?;*3fc:4 5 IBJ#6 - 1 a 1. 32g(1.21mmolK 2 - f = V ^Bfc 0. 59g(4. 87m 
raol)<£rA*K T^V^ve^Ufc. 1 , 2 - i?^PPX^V15inl«rAnt, SSflE 
T-C8 ^b^^^fettffiSr^S'JU, ^-ft^l^ 200ralfc:ig 

TklSOml lCT4lHl?ft#Lfeo »*«r«»^^V^A'Ctt»|S*fc*, 

. ■» 

®Wte&®G - 1 &1.17g (Jfc2?578%)o ^H-NMRtC «fc •? ifi*)«felt?*> 

*H-NMR (CDCI3) : 8 8. 1-8. 2 (m, 1H) , 5 7.75-7.90 (m, 2H), 8 7.2-7.51 
(m,3H) , 8 6.3-7.0 (m, 9H), 8 6.13 (d, 1H),S 4.06 (s, 3H) 

Litk^Z. V h%<0 X maxl*562nm T?fcofc 0 
JfctfceiJ 1 

7 7 =1 1£ 4 — 7 — )\"< 5 ^V — ;W3. 8g(26. 3mmolK I r C 1 3 TKfP^J (s 
tremii) 1. 96g(6. 6mmol) & Afts T ^ Lfco 2 -x h ^i/x? ; 

30ml &A*K &$ftTl8B#ra£J& ^ ttf|S!fetefc<s ^-©Hlfe 

titztK nm<o\ r&mmmk&m (tsbq) t i* sub ofc„ £%*y 
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£ifc0!)4 (&JR$t#te^<l& 7 - 1 O^fifc) 




( i ) *fsiw 7 - i b o-a-^ 

- mTM^^m^ity 7 * = tC 2 -7 a = /W 5 y ^ V > 8. 9g(60. 8mmol) & 
AH, T/^^lfctCf h7tKa77> 2l0ml£A*tfc. Sk?feTt?l. 
56mol/l ©n-7*f;H)f !>A 39. 3ml (61. 2mmol) & 30# tf X ?S T U s O 
l^f h7b K077> 10ml Kigfl? Life. 3 •JMb;* ^/V 8. 7g (61. 3mmol) Sr?S 

fe*tfcBU**tfc<fc* U^150ml {CT}fimb> 7K 160ml (CX 3 Eiffel* Ufc a ^fr 

y t B# 7 - 1 b t U t8. Og#t (Jft*83K). 1 H-NMR(Ci 

1 H-NMR (CDCla) :5 7.33-7.60 (m, 5H),5 3. 27-3.98 (m, 4H) , 5 2.76 (s, 3 
H) 
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(2) *HU<*7 - 1 a <D&& 

7 7 7, 3 ffift 7 - 1 b 4.4g(27. 5mmol) , I r C 1 3 7jc*P«& (stremfiO 
2. lg(6.9mmol) fcAJU T^a^K^ Lfc. 2 -x h ^ 30ml 

AH, 5Sti(ETl6B#WRlS:$*fc. » fcftfcStfett®* *S"J 5ml 
T? 2 $ fefctt-ffc* U V200ml zK200ml t4@M 

feifiHt, *m#7- 1 a *2. lg#fc (UK 2*5790. 1 H — NM R (C J: 9 

1 H-NMR (DMSO-de) :fi 7.51-7.61 (m, 1H), 5 6.69-6.97 (m, 3H) , 8 3.6 
0-4. 1 (m, 4H), 5 3.33 (s. 3H) 

( 3 ) ftAttttft** 7 - 1 <D%& 

7 7 * a K * fffl # 7 - 1 a 1. 95g(1.78mmol) % 2 -fay 0. 88g(7. 14m 

mol)«rAtv. T^rJ^g&Lfc. 1 , 2 - * n n :x. * ^20ml £ A*XT , iSSfc 

150mHC^fi?$-fr, 7k200ml K T 5 El U fc 0 fc^®?^ f *> 

/V) \Z& 9 $tl& Lfc ^fe^St It 7 - 1 «rl.2g#fc 0&2£53%). FD-M 

FD-MS : m/z=632 

Ufct t5> 9 A,ft© A,maxf*562nm "Cfcofco 

Mttls (^JBSSfMb-^ 5 - 1 <D&f&) 
&m$£#it&Vo 5 - l o^*fiK«:£lTl^t. 
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S-1b 5.1a 5rl 

( 1 ) *W<* 5 - 1 b 
fiSTilif&ffi 77^3|I4-7a = 5 ^ / — ^9. 6g (67mmol) SrAtl, 
T/W^^tl^LTtm^^^ Tvl'*^***' K50ml&Aftfco ^^J&SfcKN a H 
2.8g(60K in oil, 70mmol *BS) *ii>ti"oAtt, ^AP^ ^80*0 T 2 B# 

WADSHUfeo oV^•e, ^^;W^yu^df-'> Kl5mllCigfl? £ «fc SlttT-'W. 6g 
(68mmol ) SrflST L, 80*01? * h K 15P#ra Lfc„ 

SJ^^^Sr*200ml4 5 ^»:AL, mi*- 1 ? U ^ 200 ml T fib Hi Ufc. 3T$I®£# 

Bt&, 7K200mi-c 5 iHiSfej^u, a®e-^*$''>^T?&*&Lrt:. 

- 4-7s=;m 5 >\s*mw 5 - i b * e-fe^st tt> 5. s g #*: 

(l|X^52») 6 

(2) *P<a#5 -la 

7?^a|C'f'W#5 - 1 b 3. 0g(18. 9mmol) % 1 r C'U 7jc|Pil (streraH) 
1.41g(4. 7anol)frA*l« T ^ =*" L fc. 2 - x. h * / — ^H5ml £ A 

2|s3Sfe#bfc 0 $ bK&te^ ^ UV500ral fdi&fl?£-fr, 7kl50ml t?3Ia]Sfe#Sr 

Lt, + W#5 - 1 a &1.77g #fc (HX^69%)„ 

(3) ii^Uft5-l©^ 

77^3|CtP3*5-l a 1. 38g(1..27mmolK 2 - tf a ]} >&0. 62g (5. lmmo 
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7k200rol KL-C4Bifei*L*:. &m*mWt^ ? **s * AtftlHfct, 
-eJHa-jb^lo t bT 5 - 1 *0.4gfc7MH3l#26*). 

LfciC5, 9 A/ft<& Amaxtt:453nni Xfcofc. 

25mmX75mmX0. 7 mmj?tf> I TOS«f8ffi##^7^S«S:'l' V 

«t 5 UXIBIJ?4 0 n m^TIS4 , 4' - tf* [N- (4-^7x-/W) -N 

A,t«IBt5. SfclCs £(D§i±lCjg£JlL 3 0 n m-CTSE** h**** (CBP) 
t s HJ^^ K-^V hJ:UT!3 hs%&% l &<D I r ^M^^'ft-a-'fe 1 - 2 &8s*D 

1-1 OiS^fi 5 11% t Ufco - ©flgiUUKJ? 1 0 n m<D ( 1 , 1 * - 

= ( B A 1 q) &J&l£IUfc e q Jjg f*jE?LP$M)i t L T«ifi& 

f5„ £ bi::©IJ:|:If 30nmO8-fc K n J V ><DT>V* n £ 

(Al q) fcjfcflSSLfc. :oai qilii^aAItbtllfetS. - 

AD^yfcT;^ !lil-efe5L i F & 0 . 1 5 nm©Jf$H^^b. 
^^1»7^5-!)A^ 15 0 n m©J?$ :®A1/L i F fii^^ 

r O^lco^T, a«*tlfc«r1T/Jiofci: - 5. «J£ 6 . 7V % mS£^« 2 . 
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7 9mA/c m 2 |:tl03cd/m 2 ©fcifcfe38ftriS W 
(0. 347, 0. 494) , 3&ft*W*3. 7cd/ATfcofc, 38 
ftOAmax |t5 3 3 nmtfcofc. 



4, 4' - tf* [ N — (4-t7x=/V) -N- (4-f7*=^) 7? 



L^^«> S^-^-efct), Wfefctti:**: Lfc«"&?>//tt*r 





CBP 



375 



WO 2005/007767 



PCT/JP2004/010687 



i. TK-flta; (i) -e&znzu&mm*G-tz>&mmw<t&V), 




R 

( i ) 



^cr^^Jg^, ilftt t < liiE^©S^t 1-20 ©7;v^;H;' fi&fcU 

i*&t§&e>&&& i ~ 2 o ©r^;n, 3u*e&t> b < temm&(Dfc&%<. i ~ 

3 0®$fKS^iU> R 1 *R 2 „ R 3 t R 4 s R* tR 6 

pRttqli. ^tfr^fr. 0~ 3 <^S^T?fc t) . p + q f4 2X14 3 -CfcSo * 

Mf4, /f ye?!>A (I r) % xx^fpK (Rh) s (Pt) * 

A (Pd) ©Ml^t*)^. ] 
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3. IWR-jfc:* (I) T?&<*ft5tt#tti;ta*, TIB (i) - (vii) <D^-f 




(St*, r 4 jtatjiB h m ) 

4. ans-Asa; (i) TIB (i') ~ (vii 1 ) <D^i» 

nj5»-C^$n5t>0-efo5?ft*^ 1X14 2 Kl|E*fc©&JR$§tiMb£'<feo 




(i«) (ii') (iii') (iv*) (v*) (vi') (vii') 

(st*. r 4 ttwetwc. ) 

5. tib— jiest i ~ 7S.tj« i * ~ 7 ' m^-f ft^-eicSftssi!*^! kib$ 




377 



WO 2005/007767 



PCT/JP2004/0 10687 




5 6 7 




5 ' 6 ' 7 ' 

^oy^if, u< &mm&<Dfcm%k i ~ 2 0 ©t/u*^»; @&t>L 

< fttll^©7 5 / g&fc b < te&g&o^pj?®: 1-20 07*3*^ 
tt&g&tf) 1 ~ 2 0 ©7i/;H, XteM&'b u< 1 ~ 

3 0©^fiS*tf„ T s tT 6 % T 6 tT 7 , T 7 tT 8 , T 8 

MI4 N y A (It) , a^!)A (R h) , (P t ) Xtt^!?'-?? 

(Pd) O^Jiil^-efoS. 
L 1 WL 2 14, 
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pic sim acac facac 

<D 1/ > -r H * » "C & & ti -5 fl* Si T? fc 5 . 

nttO~2tf>36$U m« 0 ~ 1 OiSStfeS. 




Ph Napl Nap2 Nap3 TB TF 




OB Fu Fl Bz Qu OL 

(P h RZfiO L K*Stt 5 t 1 ~T 4 « s fr^ *UA & f - , ^7/1, =hP 
/sn^ygf, ©&t>L< I* Iff $c l ~2 0 ©7;^;H, 

t> u< ittgi©7 $ BitK \*mm&<omm®: 1 ~ 2 o ©r^-a * 
< \*mw.&<Dmm§k 1-20 ©r^n. xiiUfe'bi < ttis^o^it 1 

-30 ©^fHS?r^t. ) 
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